μm, 230-400 mesh silica gel. Acetals 1, 4, and 8 were prepared as previously described. [2] [3] [4] Nucleophiles 2 and 5 were prepared by reported methods. 5 Characterization of products obtained from the nucleophilic addition to acetals 1 and 8
were previously reported.
2,4
II. Characterization of New Compounds
Previously unreported compounds were synthesized on a preparative scale.
Characterization of these new compounds is described below. The entire reaction mixture was poured into a flask containing a cooled (0 ˚C) mixture of EtOAc (50 mL), saturated NaHCO 3 (25 mL), and brine (25 mL). The phases were separated, and the aqueous phase was extracted with EtOAc (2 x 20 mL). The combined organic phase was dried over Na 2 SO 4 , filtered, and concentrated in vacuo. 
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III. Stereochemical Proofs of Nucleophilic Substitution Products
The stereochemical configuration of products 6 and 7 was determined by 1 H NMR spectroscopy and compared with known compounds. Table S1 : Influence of solvent in S N 2 selectivity for the reaction between tetrahydropyran acetal 1 and nucleophile 2
Order of Figure S18: GC spectrum for 
